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ABSTRACT
The design and performance of a high-resolution transmission-type X-ray spectrometer for use in the 15–26 keV energy range at synchrotron
light sources is reported. Monte Carlo X-ray-tracing simulations were performed to optimize the performance of the transmission-type spec-
trometer, based on the DuMond geometry, for use at the Super X-ray absorption beamline of the Swiss Light Source at the Paul Scherrer
Institute. This spectrometer provides an instrumental energy resolution of 3.5 eV for X-ray emission lines around 16 keV and 12.5 eV for
emission lines at 26 keV, which is comparable to the natural linewidths of the K and L X-ray transitions in the covered energy range. First
experimental data are presented and compared with results of the Monte Carlo X-ray simulations.
I. INTRODUCTION
X-ray absorption (XAS) and X-ray emission (XES) spectro-
scopies represent the most commonly used techniques in X-ray
spectroscopy.1 They can be employed as element speciﬁc tools to
probe the local geometric and electronic structures of most elements
throughout the periodic table in solid, liquid, and gaseous samples.
In XAS measurements, core level electrons are excited into unﬁlled
outer subshells or promoted into the continuum. XAS permits there-
fore to probe the density of unoccupied electronic states. In XES,
core vacancies are ﬁlled by outer shell electrons thereby emitting
photons with characteristic energies so that XES allows us to probe
the density of occupied electronic states. XAS and XES can thus be
considered as complementary techniques.2
XES is a powerful tool used in many scientiﬁc ﬁelds includ-
ing chemistry, biology, catalysis, and nanotechnology.3–6 In com-
bination with bright synchrotron radiation (SR) sources, XES can
be employed to study core-to-core (CtC) or valence-to-core (VtC)
transitions.7–9 While XES spectra of 3d transition elements have
been widely studied,10 XES spectra of 4d elements are not widely
reported.11–13
The exploration of the spectroscopic X-ray emission signa-
tures of different metal compounds requires high-energy resolu-
tion measurements. To measure X-rays emission spectra with a
required energy resolution comparable to the lifetime broadening of
core holes or better (∼a few electron volts), the use of crystal-based
X-ray spectrometers is mandatory. Wavelength-dispersive X-ray
spectrometers use the diffraction of photons on a crystal to spread
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out the incident radiation with respect to its wavelength. Only
photons fulﬁlling the Bragg law14 are diffracted by the crystallo-
graphic planes. The accurate measurement of the Bragg angle of
the diffracted photons provides precise information on the shape
and energy position of the emission lines and thus on the chem-
istry of the investigated element of interest. Wavelength-dispersive
devices are generally divided into reﬂection (Bragg)- and trans-
mission (Laue)-type spectrometers. In the Bragg-type geometry
(e.g., Johann,15 Johansson,16 and von Hamos17,18 spectrometers) the
diffraction planes are parallel to the crystal surface (with the excep-
tion of the Johansson geometry, in which the crystal is bent and
additionally grinded to follow the Rowland radius). In the Laue-
type geometry (e.g., Cauchois19 and DuMond20 spectrometers) the
diffraction planes are normal to the bent crystal surface (Fig. 1).
According to the Bragg law,14 an increase of the incident X-ray
energy leads to a decrease of the Bragg angle. Due to geometrical
limitations related to the spectrometer design [as at small Bragg
angles, θB, the energy resolution ΔE worsens (ΔE ∼ cot θB)], the
minimum Bragg angles attainable by reﬂection-type spectrometers
have to be higher than 20○. Additionally, with an increase of the inci-
dent X-ray energy, the penetration depth of the X-rays in the crystal
increases and, for instance, for Si-based materials, the penetration
depth changes nonlinearly from 100 μm at 10 keV to 3000 μm at
30 keV.21,22 This increased penetration depth leads to a broad-
ening of the measured X-ray emission lines and consequently to
a worsening of the energy resolution. Furthermore, the efﬁciency
of reﬂection-type spectrometers rapidly decreases with increasing
X-ray energy above 10 keV.21,22 Therefore, reﬂection-type crystal
spectrometers are generally used for X-ray energies up to 15 keV,
with few exceptions. For example, a Johann-type spectrometer
was used for studies at the Mo K-edge (20 keV) using the ninth
diffraction order of Ge(111) crystals.23 Note that this was possible
because, according to the XOP2.4 code,24–26 the integral reﬂectivity
of Ge(999) is only 46 times smaller than that of Ge(111).
In the Laue geometry, the X-ray photons have to be transmit-
ted through the crystal to reach the detector placed behind the crystal
(Fig. 1). This causes partial absorbance of the diffracted beam, where
the absorbance decreases, however, with increasing X-ray energy. A
typical thickness of crystals used in transmission-type X-ray spec-
trometers is 0.5mm. For 0.5mm thick Si and SiO2 crystals, the trans-
mission of 15 keV X-rays amounts to 30% and 50%, respectively.21,22
Consequently, Bragg-type and Laue-type crystal spectrometers can
be considered as complementary devices.
FIG. 1. Schematic drawing showing the orientation of the X-ray crystallographic
planes in the reﬂection (Bragg) and transmission (Laue) geometry.
The Cauchois19 and DuMond20 geometries are the most com-
monly used setups for transmission-type spectrometers. They both
require a cylindrically curved crystal with a radius of curvature
(RC) that is equal to the diameter (2RR) of the focal Rowland cir-
cle (Fig. 2). In the Cauchois geometry, the detector is placed on
the Rowland circle, while the source is located outside of the Row-
land circle on the other side of the crystal. The DuMond geometry
is the reverse of the Cauchois geometry. Here, the source (sam-
ple) is placed on the Rowland circle while the detector is placed
outside the Rowland circle, as schematically shown in Fig. 2. The
Cauchois geometry allows the focusing in the Rowland plane of
photons from extended X-ray sources.27,28 In this case, photons of
different energies are focused, at different positions on the focal
(Rowland) circle so that a movable small size detector or a position-
sensitive detector should be scanned along the Rowland circle to
obtain an X-ray emission spectrum. The Cauchois geometry is thus
useful for X-ray studies using large size X-ray sources. In con-
trast, the DuMond geometry allows analyzing point-like sources
FIG. 2. Schemes of Laue-type spectrometers in the Cauchois (top panel) and
DuMond (bottom panel) geometry.
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placed on the focal circle. For a given source-crystal orientation,
the DuMond spectrometer operates as a monochromator, in which
a wide crystal area diffracts only one wavelength per diffraction
order.
Since the ﬁrst DuMond spectrometer20 was developed, many
devices based on this geometry have been constructed. DuMond
spectrometers were used to measure the γ-rays produced in nuclear
reactions29,30 as well as the X-rays emitted as a result of the radia-
tive Auger effect,31 the multiple inner-shell ionization,32 the radia-
tive decay of mesonic,33,34 muonic35,36 atoms, and of highly charged
high-Z ions.37 Transmission-type spectrometers were also used at SR
facilities to study Compton scattering with high energy resolution.
Using 115 keV photons, a DuMond spectrometer with a Rowland
circle radius of 3650 mm reached an energy resolution of 80 eV
at that energy.38,39 Measurements of the Compton proﬁle, for pho-
tons with an energy of 90 keV and with an energy resolution of
90 eV, were also performed by Hiraoka et al.40 using a spectrometer
with a crystal bending radius of 1.6 m. Furthermore, a transmission-
type spectrometer with a Rowland circle diameter of 965 mm was
employed formeasurements of the resolution of theKα1,2 lines of Ho
(energies of 47.5 keV and 46.7 keV, respectively) which amounted to
69 eV.41
In this paper, we present a high-resolution Laue-type X-ray
spectrometer which was designed for measurements with syn-
chrotron light and is installed at the SuperXAS beamline of the
Swiss Light Source (SLS). Because of the small X-ray spot size on
the sample at the SuperXAS beamline (typically ∼100 × 100 μm2),
the DuMond geometry, which is designed for point-like X-ray
sources,27,28 was chosen. The design of the spectrometer was inspired
by a high-resolution DuMond crystal spectrometer developed at
the University of Fribourg, Switzerland, which is used for in-house
measurements.42 The spectrometer of Fribourg is equipped with a
0.5mm thick quartz crystal having a radius of curvature of 3150mm.
It is operated in the modiﬁed DuMond slit geometry. In this geom-
etry, a narrow rectangular slit is placed on the focal circle at a ﬁxed
position and acts as an effective source of radiation, while the tar-
get/sample is placed behind the slit. A scintillation detector records
the X-rays coming from the sample and diffracted by the crystal.
For the ﬁrst order of diffraction, the FWHM instrumental reso-
lution of the spectrometer of Fribourg is 40.3 eV for the Gd Kα1
X-ray line (42.996 keV) and 6.6 eV for the Mo Kα1 X-ray line
(17.479 keV). Furthermore, the use of this spectrometer for
laboratory-based XAS measurements was probed successfully, using
an X-ray tube to produce the continuous energy X-ray beam.42
The DuMond spectrometer presented in this paper is equipped
with a dedicated crystal bender and a two-dimensional single pho-
ton counting pixel detector. The spectrometer was designed for high
energy-resolution XESmeasurements in the 15–26 keV energy range
with envisioned application for XES measurements of valence-to-
core transitions of 4d elements. Such measurements represent a
powerful tool for the chemical characterization of materials. A cor-
rect interpretation of the weak VtC X-ray emission spectra requires,
however, high energy resolution measurements with an experi-
mental resolution better than the natural K-shell core-hole life-
time broadening of the initial state, which, for example, for Ru is
5.33 eV.43 As the ﬁrst application of the novel instrument, the VtC
spectra of several Ru compounds were measured. These results are
presented at the end of the paper.
II. EXPERIMENTAL FACILITY
A. SuperXAS beamline
The Swiss Light Source (SLS, Villigen-PSI) operates in the top
up mode at a ring electron current of 400 mA and an energy of
2.4 GeV. The SuperXAS beamline is located at a 2.9 T supercooled
bending magnet source, with a critical energy of 11.9 keV. X-rays
from the bendingmagnet can be collimated by different mirror coat-
ings such Rh, Pt, and Si (in themeasurements presented in this paper
only the Pt coating was used). A channel-cut crystal monochromator
with a pair of Si(111) and a pair of Si(311) crystals is located down-
stream of the collimating mirror. This monochromator allows us to
select the photon energy from 4.0 keV to 35 keV with an intrinsic
energy resolution (ΔEintr/E0), for the here used Si(111) crystal pair
of 1.4 × 10−4 and a ﬂux of 1011–1012 photons/s.44 The monochro-
matic X-ray beam can be focused by a Rh or a Pt coated toroidal
mirror located after the channel cut monochromator to a spot size of
100 × 100 μm2 on the sample position.45
The SuperXAS beamline is equipped with two Bragg-type
X-ray spectrometers, i.e., a ﬁve-crystal Johann spectrometer46 and a
segmented-crystal von Hamos spectrometer.47 Both of them work
in Bragg geometry (reﬂection type), and are therefore inefﬁcient
at X-ray energies above ∼15 keV. The DuMond spectrometer,
FIG. 3. Scheme of the two possible conﬁgurations of the DuMond spectrometer at
the SuperXAS beamline. Conﬁguration A: forward emitted X-rays. Conﬁguration
B: backward emitted X-rays.
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presented here, can be installed in two different conﬁgurations at the
SuperXAS beamline (Fig. 3). In conﬁguration “A,” the X-rays emit-
ted by the sample in the forward direction are measured. This setting
requires the use of an effective shielding to reduce the background
from the scattered primary photon beam. In conﬁguration “B,” the
X-ray radiation from the sample emitted in the backward direction
is measured.
The distance between the sample and the crystal is determined
by the DuMond geometry. Due to geometrical constraints originat-
ing from the spectrometer design (e.g., selected size of the Rowland
circle), the angle α between the X-ray beam and the spectrometer
sample-to-crystal-center direction (Fig. 3) must be smaller than 10○.
The measurements have shown that the peak-to-background (p/b)
ratio is about three times better for the conﬁguration “B” (Fig. 4)
due to reduction of scattering of the primary beam. For this reason,
this geometry was chosen for all following experiments.
B. Spectrometer design
The DuMond spectrometer designed for use at the SuperXAS
beamline of the SLS is foreseen to measure X-ray emission lines
between 15 keV and 26 keV. The spectrometer consists of a cylin-
drically bent crystal for X-ray diffraction and a position sensitive
single photon counting Pilatus 100K-S 2D-detector.48 The spec-
trometer is mounted on a moveable, motorized tower (Fig. 5). This
tower can be moved independently in the dispersion plane (hori-
zontal xy-plane) as well as in the vertical direction (z-axis). This
is realized by using three linear motors. Additionally, the tower
is equipped with a θ − 2θ stage, which consists of two rotation
motors, for the crystal and the detector, respectively. These motors
are mounted in such a way that the concentricity of both rotation
axes is ensured. To set the desired crystal-detector distance (d) one
more linear stage is used. The stepping resolution of the linear and
rotational motors is 1 μm and 0.001○, respectively, which enables
the necessary precision of the alignment of the crystal and detector.
FIG. 4. The Mo Kα1 X-ray emission line measured using the two different con-
ﬁgurations shown in Fig. 3. Left panel: forward conﬁguration (“A”). Right panel:
backward conﬁguration (“B”). The peak-to-background (p/b) ratio is about 2 for the
conﬁguration “A” and about 6 for the conﬁguration “B”.
FIG. 5. Technical drawing of the DuMond spectrometer installed at the SuperXAS
beamline.
The crystal stage and the linear x-axis stage are equipped with
encoders.
In the DuMond geometry, the distance between the source
(sample/target) and the crystal (LB) is given by LB = RC cos θB,
where RC and θB are the crystal bending radius and Bragg angle,
respectively, as schematically depicted in Fig. 6. A change of the
Bragg angle (θB) modiﬁes therefore the distance (LB), whereas
the crystal-to-detector distance (d) remains unchanged. If needed,
FIG. 6. Geometry of the DuMond spectrometer in the backward conﬁguration
showing the point-like source of radiation (sample/target), the bent crystal, and
the detector. The crystal radius of curvature RC is equal to the diameter of the
Rowland circle. θB is the Bragg angle and, α the angle between the synchrotron
radiation beam and the source/sample-to-crystal direction. The (xyz) coordinate
system is related to the beamline coordinate system, while the (x′y′z′) coordinate
system is related to the DuMond spectrometer.
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however, the latter can be changed independently. The spectrom-
eter design allows setting this crystal-to-detector distance in the
range of 200–500mm. The sample manipulator is independent from
the spectrometer tower and is mounted along the axis of the beam
(x-axis).
The sample is positioned at 90○ relative to the beam direction.
For a given Bragg angle, the coordinates of the spectrometer with
respect to the sample are calculated according to the DuMond geom-
etry using the following expressions: x = LB cos α and y = LB sin α,
where α is the angle between the incoming beam and the spectrome-
ter source-to-crystal direction (Fig. 6), and LB is given by the formula
presented in the previous paragraph. The coordinates x and y are
set by using the corresponding linear stages. A laser-line leveler is
used for the rough alignment of the spectrometer height and to align
the height of the crystal center on the axis of the incoming photon
beam. The ﬁnal alignment of the spectrometer position is performed
with X-rays. In this ﬁnal alignment stage, the spectrometer position
is adjusted to maximize the signal and minimize the width of the
X-ray emission spectra recorded on the 2D-detector.
C. Crystal and its bender
The spectrometer is equipped with a 0.5 mm thick square crys-
tal. The diffraction planes of the crystal are perpendicular to the
front surface of the crystal. The crystal size is 100 × 100 mm2, and
because of the clamps of the bender, the effective reﬂecting area is
70 × 100 mm2 (width × height). A dedicated crystal bender allowing
to vary the crystal bending radius from 1.3 m to 2.5 m is employed.
Based on Monte Carlo ray-tracing calculations of the characteristics
of the DuMond spectrometer for different crystals, a Si(111) crystal
with a thickness of 0.5 mm was chosen. A more detailed description
of the Monte Carlo simulations is presented in Sec. III.
The crystal bender is based on the design of a KB mirror ben-
der of the Deutsches Elektronen-Synchrotron (DESY) Institute. It is
constructed in such a way that it prebends the crystal to a bending
radius of 1.3 m. The crystal is mounted in the crystal bender (Fig. 7)
FIG. 7. Technical drawing of the crystal bender with the crystal mounted between
the bender blocks and clamps. The two micrometer screws used to apply the
bending torque are also shown.
by means of two clamps, which press the vertical sides of the crystal
to ﬂat bender blocks. These blocks are arranged symmetrically with
respect to the center of the bender. Levers which are connected to
two independent micrometer screws are ﬁxed to the clamps. The
bending torque is applied to the levers by pushing them via the
micrometer screws pivots. The design of the crystal bender imposes
limitations on the maximum Bragg angle that can be achieved. The
distance between the crystal and the rear part of the bender (8 cm)
and the width of the bender aperture (7 cm) allow to set the Bragg
angle to a maximum value of 26○ (Fig. 8). Above 26○, the bender
starts to partially block the diffracted beam (shadowing effect). For
the Si(111) crystal and the 3rd order of reﬂection, this maximum
angle corresponds to a minimum X-ray energy of 13.5 keV.
The quality of curvature of the silicon crystal was tested using
a CNC 3D-Coordinate Measuring Machine by mapping the crys-
tal surface, mounted in the bender, at 70 different points. Besides
ﬂuctuations of the bending radius, the measurements showed some
waviness of the crystal surface in the direction perpendicular to
the bending plane. This unavoidable waviness, which affects the
energy resolution of the spectrometer, is a consequence of Hooke’s
law according to which the curvature in one direction induces a
curvature of opposite sign in the perpendicular direction.49
The shape of the Si(111) crystal surface was measured for bend-
ing radii of 1.3 m and 2.5 m. Figure 9 shows the results of the mea-
surement of the shape and waviness of the crystal bent to a radius
of 2.5 m. The maximum deviations, i.e., the differences between the
highest and lowest distortions, were found to be located in the cen-
ter of the bent crystal (solid straight line in the bottom panel of
Fig. 9). Maximum deviations of the curvature of 20 μm and 15 μm
were obtained for curvature radii of 1.3 m and 2.5 m, respectively.
Hence, these measurements suggest that the deviations from the
ideal cylindrical curvature decrease with increasing bending radius.
D. Detector
The spectrometer is equipped with an air-cooled Pilatus
100K-S 2D-detector.48 The use of a two-dimensional detector per-
mits to optimize the signal diffracted by the crystal. The detector is
composed of a 1 mm thick monolithic silicon sensor array of pn-
diodes with a pixel size of 172 × 172 μm2. The matrix has a size of
487 × 195 pixels and covers an active area of 83.8 × 33.5 mm2. The
increased thickness (1 mm vs 450 μm) of the silicon sensor, results
in a better quantum efﬁciency at the higher X-ray energies. Using
here a single photon counting detector with a CdTe sensor would
FIG. 8. Scheme of the crystal bender showing the shadowing effect.
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FIG. 9. Shape of the Si(111) crystal surface bent to a radius of 2.5 m. The
shape was measured using a CNC 3D-Coordinate measuring machine (top panel).
Projection of the measured crystal surface on the 2D plane (bottom panel).
improve the quantum efﬁcient at least twice. The maximum count-
ing rate of the Pilatus detector amounts to 2× 106 X-ray/s/pixel. This
X-ray detector operates in the so-called “single photon counting”
mode. Each pixel has its own ampliﬁer and counting circuit. The
method of extracting the signal from the 2D image is described in
Sec. IV.
III. MONTE CARLO RAY-TRACING SIMULATION
A straightforward procedure to determine the main character-
istics of an X-ray spectrometer and to better understand the opti-
cal properties of the designed device is a ray-tracing simulation
approach. The Monte Carlo method is especially well suited and
efﬁcient for simulations where, due to the complexity of the prob-
lem, a fully analytical treatment is impractical. Therefore, the Monte
Carlo X-ray-tracing code,50 which was developed to simulate the
intensity distribution of diffracted X-rays on a detector, for various
X-ray spectrometer geometries and crystals, was adapted here for
the DuMond θ − 2θ conﬁguration (Fig. 6). This code called DMD
X-ray-tracing is written in C++. The code tracks the trajectory of
each photon emitted randomly at the X-ray source (sample) and
checks whether this photon is diffracted by the crystal and registered
by the detector. In the case that the photon reaches the crystal sur-
face, the diffraction process described by the crystal rocking curve
(from XOP2.424–26) using dynamical theory51,52 is considered. The
photon diffracted by the crystal is then traced on its way to the 2D-
detector. The X-ray source considered is deﬁned by the conditions
of the discussed experiment where the photons are emitted from the
sample illuminated by SR. The simulation starts from generation of
six random numbers, namely, two photon emission angles ξ and 𝜑
in a spherical coordinate system, three coordinates (x′s , y′s , z′s) of a
point of photon emission from the sample, and the photon energy E
taking into account a natural linewidth of the transition given by a
Lorentz energy distribution. In these simulations, the uniform ran-
dom number generators based on a Mersenne Twister algorithm53
and transformations were used to generate the random numbers
having desired distributions. In this setting a direction of the emit-
ted photon can be expressed in terms of two angles ξ and 𝜑 by the
unit vector →S = [S′X , S′Y , S′Z] = [cos ξ, sin ξ cosφ, sin ξ sinφ]. Each
photon emitted from the X-ray source is traced from the source to
crystal. A possible diffraction point of the photon at the crystal is
determined by solving the system of equations of a straight line of the
photon path and a crystal surface which is cylindrically bent with a
radius RC
⎧⎪⎪⎪⎪⎪⎪⎪⎪⎪⎪⎪
⎨
⎪⎪⎪⎪⎪⎪⎪⎪⎪⎪⎪⎩
x′ = x′s + S′X ⋅ t,
y′ = y′s + S′Y ⋅ t,
z′ = z′s + S′Z ⋅ t,
(x′ − x′c)2 + (y′ − y′c)2 = R2C,
h1 < z′ < h2,
where (x′c, y′c, z′c) is the center of the axis of a cylinder describing
the crystal surface, h1, h2 is the crystal size in the z-direction and
the photon trajectory is described parametrically by t. Addition-
ally, the traced diffraction events had to be conﬁned to the assumed
dimensions of the crystal. This system of equations describes an
intersection point (x′k, y
′
k, z
′
k) on a crystal surface. For each calcu-
lated diffraction point (x′k, y
′
k, z
′
k) on the crystal surface, the angle
θ between photon direction and crystallographic planes is calcu-
lated. The difference Δθ = θ − θB determines the probability of
X-ray diffraction according to the dynamical theory described by
the diffraction proﬁle called crystal rocking curve. The θB is the
Bragg angle binding the geometry of a crystal with the wavelength
of incident photons as described by Bragg’s law
mλ = 2dhkl sin θB, (1)
wherem denotes the order of diffraction, λ is the X-ray wavelength,
and dhkl the spacing constant of the diffraction planes (hkl). Addi-
tionally, the crystal deformation described by a Gaussian function is
taken into account. Parameters of this proﬁle are taken from mea-
surement of mapping the crystal surface (see Sec. II C). The photon
diffracted from the crystal with a direction →K = [K′X ,K′Y ,K′Z] was
traced on their way to the X-ray detector. The point (x′d, y
′
d, z
′
d) of
recording the photon on the detector was calculated by solving the
system of equations describing the point of intersection of a straight
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line diffracted photon path and a plane representing the detector
surface
⎧⎪⎪⎪⎪⎪⎪⎪
⎨
⎪⎪⎪⎪⎪⎪⎪⎩
x′ = x′k + K
′
X ⋅ t,
y′ = y′k + K
′
Y ⋅ t,
z′ = z′k + K
′
Z ⋅ t,
Υx′ + Φy′ + Ψz′ +Ω = 0,
where Υ, Φ, Ψ, Ω are the parameters describing the location of the
detector surface for a given Bragg angle.
The diffraction of X-rays on crystals is more complex than
described by the ordinary Bragg law of Eq. (1). The Bragg law
assumes that the X-rays are singly reﬂected at the angle of diffrac-
tion θB on the crystal planes without refraction on the crystal surface
and without absorption.
The dynamical theory of diffraction, in the treatment of
Darwin,51,52 accounts for the effects of X-ray refraction, absorption,
and multiple reﬂections in a macroscopic perfect crystal and leads to
a corrected form of the Bragg angle.54 In this approach, the diffracted
photons are scattered with a certain probability in a narrow angular
range of θ near the Bragg angle θB. This effect is accounted for by
the crystal rocking curve which describes the angular distribution of
X-rays diffracted from the crystal surface and is usually expressed
as a function of relative angle Δθ = θ − θB characterized by some
ﬁnite width. This dynamical theory of diffraction approach was used
to determine the main effects inﬂuencing the characteristics of the
DuMond spectrometer.
All contributions to the instrumental energy resolution of the
DuMond spectrometer were simulated taking into account the mea-
sured characteristics of the source/target and the crystal, includ-
ing deformation caused by its bending (see Sec. II C). The rocking
curves were calculated using the XCRYSTAL module with selected
bent crystal models of the XOP2.424–26 code and dynamical theory
of diffraction. Figure 10 shows the rocking curves of the Si(111)
and SiO2(110) crystals calculated for the Ru Kα1 line (19.279 keV).
FIG. 10. Calculated rocking curves for transmission (Laue) geometry for two dif-
ferent crystals bent both to the radius of RC = 2 m: Si(111) in 1st and 3rd diffrac-
tion order, and SiO2(110) in 2nd order. The calculations were performed for the
Ru Kα1 line (19.279 keV) using the XOP2.424–26 code and the dynamical theory
of diffraction.
The crystal rocking curves for the Laue case are symmetrical and
centered at Bragg angle given by Eq. (1). The rocking curves of
the Si(111) crystal, calculated for the 1st and 3rd orders of reﬂec-
tion, show that the curve width decreases with increasing order
of reﬂection. The widths of the calculated crystal rocking curves
for the silicon crystal in the 3rd order of reﬂection and the quartz
crystal in the 2nd order are comparable, but the reﬂectivity at the
peak is higher for the quartz crystal than for the silicon one. All
calculations of crystal rocking curves were done assuming perfect
crystals.
For a DuMond type spectrometer, the energy resolution results
from the convolution of various parameters55 including the natural
broadening of the emission line (Γ), the X-ray source size, the uncer-
tainty of the crystal bending, the crystal deformation, and the crystal
size. Because the DuMond crystal spectrometer works in θ − 2θ con-
ﬁguration, where the X-ray energy is selected by scanning the Bragg
angle, the pixel size of the detector has no direct inﬂuence on the
energy resolution, and therefore, this parameter was not included
in the simulations. Using the Monte Carlo ray-tracing simulations,
the instrumental energy resolution was simulated, as an example, for
the Ru Kα1 X-ray line. The crystal rocking curve shape, simulated
for a point-like X-ray source and a small crystal size with perfect
shape (without deformation) contribute to an instrumental energy
resolution of 0.81 eV (Table I). The effect of enlarging the X-ray
source size on the instrumental energy resolution simulated for the
DoMond spectrometer is presented in Fig. 11. The simulations were
performed for an X-ray energy corresponding again to the Ru Kα1
line, for a Si(111) crystal with a bending radius of 2 m and the 3rd
order of reﬂection. Contributions of 1.25 eV, 2.28 eV, and 3.30 eV
were obtained for an X-ray source size of 50 × 50, 100 × 100, and
150 × 150 μm2, respectively. The contribution of the crystal size in
the dispersion direction (100 mm) was also simulated. A value of
0.63 eV was found. This contribution was simulated for the crys-
tal size of 100 mm with perfect cylindrical shape, point-like X-ray
source and very narrow and symmetrical rocking curve to elimi-
nate the inﬂuence of these parameters. This increase of the energy
resolution observed for a crystal of large size (in the direction of
dispersion) can be explained by geometrical aberrations related to
the not fully focusing DuMond geometry (the angle between the
incoming radiation and the diffraction planes is slightly different
TABLE I. Simulated contributions of different effects to the instrumental angular reso-
lution (Δθ) and the instrumental energy resolution (ΔE) of the DuMond spectrometer.
The simulations were performed for the Ru Kα1 line (19.279 keV), a Si(111) crystal
and the 3rd diffraction order.
Contribution Δθ (mdeg) ΔE (eV)
Rocking curve 0.78 0.81
Source size [including natural broadening of the emission line (Γ)]:
50 × 50 μm2 1.16 1.25
100 × 100 μm2 2.19 2.28
150 × 150 μm2 3.17 3.30
Crystal size (100 mm) 0.61 0.63
Crystal deformation 1.17 1.22
Total (100 × 100 μm2 source size) 4.54 4.73
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FIG. 11. Variation of the instrumental energy resolution of the DuMond spectrom-
eter as a function of the source size (in direction of dispersion) as predicted by
Monte Carlo simulations.
at the edges of the crystal than in the center, the difference grow-
ing with the distance to the center). Additionally, the contribution
of the crystal deformation, which is the cost of crystal bending and
ﬁnal crystal size, was simulated for a point-like X-ray source. For
this effect, the contribution of 1.22 eV was found. For the discussed
settings, the simulated total instrumental energy resolution of the
DuMond spectrometer amounts to 4.73 eV for a Si(111) crystal in
3rd diffraction order. The simulated contributions of the different
parameters inﬂuencing the broadening are summarized in Table I.
It is important to know, that the parameters listed in Table I, which
contribute to the instrumental energy resolution, are not indepen-
dent. Therefore they values cannot be simply added up, or used in a
root sum of the squares. Accordingly, only the Monte Carlo method
allows us to test the contribution from each single parameter, as all
parameters simultaneously to the instrumental energy resolution.
FIG. 12. Comparison of the instrumental energy resolutions of the DuMond spec-
trometer simulated for different crystals, X-ray energies, X-ray source sizes, and
crystal reﬂection orders (m = 1–3). The solid line represents the K-shell core-hole
lifetime broadening (Γ) of elements with Z = 40–50 reported by Campbell and
Papp.43
Figure 12 shows the instrumental energy resolution, simulated
for different X-ray energies, different X-ray source sizes (50 × 50,
100 × 100 μm2), crystals (Si and SiO2), and diffraction orders (m).
The solid line represents the K-shell core-hole lifetime broadening
(Γ) in the 16–26 keV range reported by Campbell and Papp.43 The
simulations show that the instrumental energy resolution for Si(111)
crystal and 1st order of reﬂection is not sufﬁcient to study VtC X-ray
emission spectra with subnatural broadening resolution. These sim-
ulations show also that the energy resolution can be improved by
measuring the X-ray spectra at higher diffraction orders and also
with smaller X-ray source sizes. For example, for the ruthenium
Kα1 line, the instrumental energy resolution for the 3rd order of
reﬂection and the Si(111) crystal (with a bending radius of 2 m) is
improved by a factor of 2 with respect to the 1st order of reﬂec-
tion. Similarly, a reduction of the source size from 100 × 100 μm2 to
50 × 50 μm2 results in an improvement of the instrumental energy
resolution by about 1 eV for the Ru Kα1 emission line. In con-
clusion, the Monte Carlo simulations show that the instrumental
energy resolution of DuMond spectrometer, simulated for Si(111)
crystal and 3rd reﬂection order, is smaller than the K-shell core-hole
lifetime broadening. This means that this instrumental energy reso-
lution is sufﬁcient to measure the VtC X-ray emission spectra with
subnatural broadening resolution.
IV. SPECTROMETER ENERGY RESOLUTION
As shown by the MonteCarlo ray-tracing simulations, the main
factors inﬂuencing the spectrometer energy resolution are the X-ray
source size, the bending radius of the crystal, and the precision of the
crystal curvature. A large bending radius provides a higher energy
resolution, but results in a lower efﬁciency due to the decrease of
the solid angle. Reciprocally, a smaller bending radius leads to an
increase of the efﬁciency but the energy resolution becomes worse.
The instrumental energy resolution of the DuMond spectrom-
eter was experimentally determined by measuring the Kα1 lines of
different elements. Each XES spectrum was recorded by scanning
the desired angular range step by step. For every angle (step), the
photons registered by the 2D pixel detector are integrated along the
dispersion axis of the detector. Every next angular step produces a
new line of events on the 2D map as shown in Fig. 13. On the left
side of the selected region of interest (ROI), only the background is
FIG. 13. Two-dimensional image of the Ru Kα1 X-ray photons measured with the
DuMond spectrometer equipped with a Si(111) crystal. The dashed lines show the
region of interest (ROI) with in black the ﬁtted solid line.
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registered. This is caused by the crystal bendermechanics that covers
part of the crystal (see Sec. II C). The size of the covered crystal area
depends on the Bragg angle and increases with increasing angle. The
curved line of the detected photons, visible on the right side of the
image, is due to the distortion of the crystal bending toward the side
of the crystal, as previously described in the crystal bender section
(Sec. II C).
To derive a XES spectrum, only the part of the detector where
the image of the X-rays is a straight line is used. This can be achieved
by deﬁning a region of interest (ROI) on the 2D-detector matrix. To
eliminate a widening of the spectral lines caused by the imperfectly
curved parts of the crystal surface (see Sec. II C) which produce tilted
2D-images, the integration of the events along the horizontal axis is
made ﬁrst by ﬁtting a linear or parabolic function to the measured
data belonging to the region of interest and then by integrating the
ﬁtted function between the lower and upper limits of the ROI. Such
a ﬁtted curve is shown in Fig. 13 (black solid line). The range of
the ROI is selected in order to obtain the smallest linewidth and the
largest possible number of counts. The observed tilt of the photons
image is caused by crystal misalignment.
The recorded angular spectra are analyzed by a least-squares
ﬁtting procedure, using Voigt functions to ﬁt the measured spec-
tral lines. Voigt functions are employed because they result from the
convolution of the Lorentzian proﬁles, describing the natural X-ray
transition line shapes with the Gaussian function representing the
instrumental response of the spectrometer. For illustration, the ﬁt
of the Ru Kα1 is depicted in Fig. 14. For this measurement, the size
of the synchrotron radiation beam spot at the sample position was
estimated using an X-ray eye device to be 100 × 100 μm2 in the hor-
izontal and vertical direction, respectively. In the ﬁt, the Lorentzian
width of the Kα1 line was kept ﬁxed at the value (7.2 eV) derived
from the atomic level width reported by Campbell and Papp,43 while
FIG. 14. The Ru Kα1 X-ray emission line (circle) measured in 3rd order of diffrac-
tion with the Si(111) crystal. The ﬂuorescence from the Ru metal foil was produced
by setting the Si(111) channel-cut monochromator to 22.2 keV. The circles stand
for the experimental data and the solid line for the ﬁt of the Ru Kα line with the
Voigt function. ΔE is the total energy resolution resulting from the convolution of
the Gaussian instrumental broadening (width ΔEins) with the Lorentzian natural
shape of the transition.
the parameters of the linear background, peak intensity, peak posi-
tion, and instrumental Gaussian width were used as free ﬁtting
parameters.
The inﬂuence of angular divergence of the X-rays (Δθ) on the
instrumental energy resolution can be derived from the Bragg law
[Eq. (1)] by calculating the derivative of E as a function of the Bragg
angle θB, which leads to
ΔE = E cot θBΔθ. (2)
Because parameters such as source size, crystal rocking curve proﬁle,
crystal size, and its deformation inﬂuence effectively on the angular
divergence of X-rays, this equation can be interpreted to represent
the energy resolution of the crystal spectrometer that work in the
DuMond θ − 2θ conﬁguration. Due to the scanning of the Bragg
angle, the detector pixel size has no direct inﬂuence on the energy
resolution.
The angular instrumental (Gaussian) contribution to Δθ was
found to be Δθins = 4.63 mdeg = 80.8 μrad. The correspond-
ing instrumental energy resolution obtained from Eq. (2) is
ΔEins = 4.82 eV. Considering the uncertainties of ±0.33 eV and
±0.15 eV reported by Campbell and Papp43 for K and L3 (Kα1 tran-
sition) level widths, respectively, an error of ±0.35 eV is found for
the instrumental broadening ΔEins.
To crosscheck the value of the instrumental energy resolution
obtained from the measurement of the Ru Kα1 line, the elastic scat-
tering of the monochromatic SR beam by a thin metallic foil was also
measured. The same experimental conditions were used. In partic-
ular, the beam was tuned to the same energy as the one of the Ru
Kα1 transition (19.279 keV). The obtained spectrum is presented in
Fig. 15.
The relative energy resolution of the SR beam (ΔEintr/E0) for
the used channel-cut Si(111) crystal monochromator is 1.4 × 10−4
(taken from Müller et al.44), which corresponds to ΔEintr = 2.7 eV
FIG. 15. Elastic scattering peak of the SR beam tuned to the energy of the Ru Kα1
transition (19.279 keV). The measurement was performed using a 58 μm thick Sn
foil as scattering target and a Si(111) crystal in 3rd order of diffraction.
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for the energy E0 = 19.279 eV. Both the energy distribution of the
monochromatic SR beam as well as the instrumental response of the
spectrometer can be well reproduced by a Gauss function. Because
the function resulting from the convolution of two Gaussians is still
a Gauss function whose variance is the sum of the variances of the
two convoluted functions, the elastic peak was ﬁtted with a single
Gauss function and the energy resolution of the spectrometer was
deduced from the relation ΔE2 = ΔE2ins + ΔE2intr . The calibration of
the spectrometer for elastic scattering measurement was made with
Ru Kα1,2 lines. Using the value ΔE = 5.84 eV provided by the ﬁt, an
instrumental broadening ΔEins = 5.18 eV is obtained, which agrees
with ﬁrst method. Comparing the average value of of both meth-
ods ΔEins obtained experimentally (5 eV) with the value deduced
from the Monte Carlo calculations (4.73 eV), a discrepancy of about
6% is found. This discrepancy, however, is sufﬁciently small for
enabling the use of the Monte Carlo simulations to guide the further
optimization of the spectrometer design.
To optimize the energy resolution, the effect of the focal dis-
tance was probed by measuring in 3rd order of diffraction the Ru
Kα1 X-ray line with the Si(111) crystal bent to a radius of 2 m, for
different distances between the sample position and the crystal. The
results of these measurements are presented in Fig. 16, which shows
that the best energy resolution is found for a focal distance of about
190.4 cm. This value is in good agreement with the distance between
the crystal and the sample position for a crystal bending radius
of 2 m. This distance can indeed be calculated from the formula
RC cos θB (see Fig. 6) from which a value of 190.29 cm is found.
The instrumental energy resolution of the DuMond spectrom-
eter was further determined in the range of 16–26 keV by mea-
suring the Kα1 X-ray spectra of Zr, Mo, Ru, Pd, Ag, and Sb metal
foils. The measurements were again performed in 3rd order of
diffraction with the Si(111) crystal bent to a radius of 2 m. In the
FIG. 16. Variation of the instrumental energy resolution of the DuMond spectrom-
eter as a function of the focal distance. The measurements were performed with
the Kα1 line of Ru (from a Ru mesh) measured with the Si(111) crystal (RC = 2 m)
in 3rd order of diffraction. The solid line represents the 2nd order polynomial used
to ﬁt the data.
FIG. 17. Variation of the instrumental energy resolution of the DuMond spectrom-
eter as a function of X-ray energy. The measurements were performed with the
Si(111) crystal (RC = 2 m) in 3rd order of diffraction. The solid line represents the
2nd order polynomial used to ﬁt the experimental data. The single square point
represents instrumental energy resolution of Ru Kα1 measured for X-ray beam
spot on the sample of 100 × 100 μm2, and the dotted line is extrapolation of the
experimental data ﬁt to that X-ray spot size. The black stepped line represents the
K-shell core-hole lifetime broadening (Γ) of elements with Z = 40–50 reported by
Campbell and Papp.43
measurements, the beam energy was set above the absorption edge
of each studied element. The size of the X-ray beam spot on the sam-
ple was 150 × 150 μm2. The results are presented in Fig. 17 where the
solid line represents the second order polynomial used to ﬁt the data,
while the black stepped line is the K-shell core-hole lifetime broad-
ening (Γ) reported by Campbell and Papp.43 As shown, a good agree-
ment is observed between the ﬁt and the data, exhibiting quadratic
dependence of the instrumental energy resolution of Laue-type spec-
trometers. The single square point represents instrumental energy
resolution of Ru Kα1 measured for X-ray beam spot on the sample
of 100 × 100 μm2. The dotted line is extrapolation of the experimen-
tal data ﬁt to that X-ray spot size. The extrapolation shows that the
reached instrumental energy resolution of the DuMond spectrom-
eter is better than the core-hole lifetime broadening in the energy
range below 23 keV. Additionally, the extrapolated energy resolu-
tion of Mo Kα1 for the DuMond spectrometer (which is 3 eV) is
smaller than valuemeasured using reﬂection-type spectrometer with
Ge(999) crystal (3.5–4 eV).23
Finally, the inﬂuence of the crystal radius on the instrumental
energy resolution was probed, using the RuKα1 X-ray line measured
in 3rd order of diffraction with the Si(111) crystal for different bend-
ing radii. The results of these measurements are presented in Fig. 18.
As shown, the energy resolution improves when the crystal radius is
increased. A change of the bending radius from 1.5 to 2 m improves
the energy resolution by a factor of 1.4, whereas the peak intensity
is reduced simultaneously by a factor of 1.5. A further increase of
the crystal radius from 2 to 2.5 m decreases the peak intensity by a
factor 1.5, while the energy resolution is improved by 5%. Therefore,
the best compromise between energy resolution and peak intensity
is achieved for a crystal radius equal to 2 m.
10
htt
p:/
/do
c.r
ero
.ch
FIG. 18. Variation of the instrumental energy resolution of the DuMond spec-
trometer as a function of the bending radius of the crystal. The measurements
were performed with the Si(111) crystal in 3rd order of diffraction. The solid line
represents an exponential ﬁt to the data.
V. FIRST SPECTROMETER APPLICATION
As a ﬁrst application of the novel DuMond-type X-ray spec-
trometer, the Kβ1,3 and Kβ2 X-ray emission spectra of metallic
Ru and several Ru compounds were measured. The spectra were
recorded in the 3rd order of diffraction with a Si(111) crystal (RC
= 2 m). The monochromatic SR beam energy was tuned to 0.1 keV
above the Ru K-edge. The data were collected for 10 s/angular point.
Figure 19 shows the Kβ1,3 X-ray spectrum of metallic Ru
(mesh sample). As shown, the two components of the ﬁne-structure
doublet (energy separation of 22.1 eV) are well resolved.
The Kβ2 X-ray lines of ruthenium in different oxidation states
(Ru0, RuIVO2, and RuIIICl3) were then measured and presented. As
shown in Fig. 20, the Kβ2 transitions, which are very sensitive to
the chemical environment, are slightly shifted in energy depend-
ing on the oxidation state of the ruthenium. Note that for 4d ele-
ments, the VtC Kβ2 X-ray lines are about 25 times weaker than
the Kα1 lines. These measurements demonstrate thus that the sen-
sitivity of the novel spectrometer is high enough to extract the
weak VtC transitions of 4d elements from the background. In other
words, the DuMond spectrometer presented in this paper permits to
FIG. 19. The Ru Kβ1,3 X-ray emission lines measured in 3rd order of diffraction
with the Si(111) crystal bent to a radius of 2 m.
FIG. 20. The Ru Kβ2 X-ray emission lines of different ruthenium compounds,
measured in 3rd order of diffraction with the Si(111) crystal bent to radius of
2 m.
investigate the valence electrons of 4d transition metals under in situ
conditions.
VI. SUMMARY
In this paper, a high energy resolution Laue-type crystal spec-
trometer installed at the SuperXAS beamline of the Swiss Light
Source was presented. The novel X-ray spectrometer was designed
for XES measurements in the 15–26 keV energy range, with one
of the main aims being the measurement of the weak VtC transi-
tions of 4d elements and compounds. To optimize the design and
performance of the novel instrument, numerous simulations based
on an X-ray-tracing Monte Carlo code were performed. The predic-
tions of theMonte Carlo simulations were compared with the results
of experimental studies concerning mainly the instrumental resolu-
tion of the spectrometer. The average value of instrumental energy
resolution obtained experimentally is ΔEins = 5 eV. The ability of
the spectrometer to measure the weak VtC transitions of 4d ele-
ments was assessed and validated by successful measurements of the
Kβ2 X-ray lines of metallic Ru and several Ru compounds in differ-
ent oxidation states. The measurements show also that the reached
energy resolution of the spectrometer allow to observe chemical
environment of atomic core.
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